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[57) ~ ABSTRACT

Process for recovefing boric acid from a sodium borate-
mineral acid reaction product mixture by use of a di-
luted monohydric alcohol having 6 to 12 carbon atoms.

6 Claims, 2 Drawing Figures
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- PROCESS FOR RECOVERING BORIC ACID
~ This invention relates to a process for the production
“of boric acid from sodium biborate using solvent extrac-
- tion procedures. -
Complete conversion of sodium biborate to boric
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acid is effected by neutralizing the biborate solution

with a mineral acid, such as sulfuric acid or hydrochlo-'

ric acid, to a pH of about 5.5. Boric acid is formed

according to the followmg reaction (for borax SHZO)

Na2B407 5H20 ~+ HzSO¢—P4H3B03 -} NH;SO.‘

The essence of any process to produce boric acid
from borax is therefore to obtain an efficient method of
separating boric acid from sodium sulfate. Existing
methods use selective crystallization for separation
which requires the recycling of boric acid mother li-
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quors containing quantities of sodium sulfate and vice .

versa. |

- It is known that small quantities of borates may be
- removed from alkaline aqueous salt solutions by means
- of solvent extraction using an aliphatic diol or polyol
dissolved or dispersed in a non-reacting diluent. Fur-
ther, certain monohydric aliphatic alcohols are known
to extract small quantities of boric acid from aqueous
solutions which may be re-extracted into aqueous liquid
at a pH above 7.

It has now been found that bonc acid may be selec-
twely removed from concentrated solutions of sodium
salts and boric acid to obtain loadings in the organic
phase high enough to make a borlc acid production
process feasible.

It is, therefore, an object of the present invention to
provid_e a process for the production of boric acid from
sodium biborate wherein boric acid is separated from
- sodium salts present by solvent extraction into an or-
ganic phase and recovered by crystalhzatmn An ad-

- ‘vantage of a solvent extraction system is that purified

streams of boric acid and sodium salt are obtained from
-which crystalline products of acceptable quality can be
recovered directly with minimum washing.
The process comprises selectively extracting boric
-acid from a saturated solution of sodium biborate which
~ has been neutralized by addition of a mineral acid. At an
elevated temperature, boric acid is extracted into an

organic phase consisting of a water-immiscible mono- .

hydric aliphatic alcohol dissolved in a suitable diluent.
‘The product of boric acid crystals is obtained by either
stripping the solvent mixture with recycled hot dilute
boric acid solution or hot water to give a saturated
aqueous solution which crystallizes on cooling, or by
cooling the organic phase whereby boric acid crystal-
lizes. The sodium salt present can be similarly recov-
ered from the aqueous raffinate by cooling and crystal-
lizing steps.

Of the many organic compounds capable of extract-
ing boric acid from aqueous solution, monohydric alco-
hols are preferred for a boric acid manufacturing pro-
cess as they are readily available and relatively inexpen-
sive materials which makes solvent extraction compara-
ble costwise with previous processes. Further advan-
tages of monohydric alcohols will be apparent hereinaf-
‘ter from the specification. The term ‘monohydric alco-
hol’ as used in the specification means the long chain
aliphatic alcohols containing from 6 to about 12 carbon
atoms. =

When an undiluted monohydnc alcohol is mixed

with an amdlfied aqueous solution of borate and sulfate,
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the distribution coefficient of boron between the alco-

hol and boric acid in solution is independent of the
equilibrium aqueous boron concentration, i.e. the equi-
librium organic boron concentration is proportional to
the aqueous equilibrium boron concentration. How-
ever, neat alcohols separate slowly from aqueous borate
solutions which in effect precludes their use in a practi-
cal system alone. A small addition of an additive such as
a de-emulsifying agent may assist in obtaining better
phase separation, but it was found that the addition of a
non-reacting diluent significantly assists phase disen-
gagement with only a moderate reduction of boron

extraction per unit volume of organic phase.

For rapid phase 'disengagement in a practical process,
the organic extractant comprises the monohydric alco-
hol and diluent in a volume ratio of 1 part alcohol to
0.25 to 4 parts of diluent. Preferably, the volume ratio is -
in the range of 1:0.5 and 1:1.5.

For boric acid production, the materials for use as
diluents must have flash points high enough for their
utility at temperatures up to 80° C., which is the maxi-
mum preferred process operating temperature. Diluents
of this type include long chain hydrocarbons containing
between 12 and 17 carbon atoms, alcohols containing 9
- 11 carbon atoms, water-immiscible diluents of the
glycol-ether type of general formula XO(CH;),0Y
wherein nis 2 or 3 and X and Y may be the same or
different and are hydrogen, monocyclic aryl or lower
alkyl, or any mixtures of the above diluents.

The presence of a mineral acid in the aqueous solu-
tions was found to have a beneficial effect on the distri-
bution of boron between the monohydric alcohols and

aqueous solutions. Generally, it was discovered that

increasing acidity increased the extraction of boron by
the alcohols. | |
At elevated temperatures it was found that the quan-

~ tity of boron (boric acid) capable of being extracted into

an organic phase increased with increasing temperature
but at the same time there was a decrease in the boron

~ distribution coefficient.
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Extraction isotherms for bonc acid between 50%
2-ethylhexanol in Shellsol A and water are presented

-graphically in FIG. 1. The slope of each graph repre-

sents an average value for the boron distribution coeffi-

~cient. Despite the decreasing distribution coefficient, a

boric acid production process is advantageous at the

preferred temperatures of between 50° C. and 80° C.

One aspect of the invention will now be further de-
scribed by an Example wherein boric acid is manufac-
tured from a saturated solution of sodium biborate
which has been neutralized by the addition of sulfuric

acid. Reference i is made to FIG. 2.

EXAMPLE

Concentrated sulfuric acid, borax: 5H,0, spent so-
dium sulfate/boric acid solution and fresh water (to
maintain water balance) are mixed in suitable propor-
tions in a dissolution tank 1 and adjusted to a tempera-
ture of 80° C. This solution is then passed into an extrac-
tion section 2 where the conditions are adjusted to re-
move most, but not all, of the boric acid by extraction
into an organic phase containing 50% 2-ethylhexanol
and 50% hydrocarbon diluent. Aqueous raffinate from
2 18 cooled in cooler 3 and sodium sulfate (Na,SO, -
10H,0) is allowed to crystallize. Mother lquJOl‘ from

- cooler 3 is then returned to the dissolution tank. Crys-

tals from cooler 3 plus some mother hquor are trans-
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ferred to separator 4 where sodium sulfate product is
recovered by filtration or by centrifuging. Separated
spent liquor is returned to the dissolution tank 1 whilst
sodium sulfate is passed on to a drier 5 (if required).
Loaded solvent from 2 is passed to a stripping section 6
where boric acid is recovered by washing with hot
spent boric acid solution at 80° C. coming from the
heater 8. Saturated aqueous boric acid solution derived
from 6 is passed to 7, cooled and allowed to crystallize.
Cold weak boric acid mother liquor from 7 is passed to
8 where it is once more heated before returning to the

stripping section 6. Crystals of boric acid plus some
mother liquor from 7 are passed to 9. In 9 boric acid
crystal is separated and passed into 10, the drier. Mother

liquor (plus any washings) from 9 is returned to 8 for
heating to the operating temperture before subsequent
return to the stripping stage 6. In this way, solvent and
aqueous phases are continuously recycled through the
process.

In another aspect of the invention the boric acid, after
extraction into the organic phase 2, is passed directly to
the cooler/crystallizer 7 wherein crystals of boric acid
are passed into 9 and 10 as described in the foregoing
example. The solvent may then be recirculated to 2.

Various changes and modifications of the invention
can be made and, to the extent that such variations
incorporate the spirit of this invention, they are in-
tended to be included within the scope of the appended
claims. |
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What is claimed is:

1. The process for recovering boric acid from an
acidic sodium borate-mineral acid reaction product
mixture which comprises extracting said product mix-
ture with a monohydric alcohol-diluent solution at a
temperature of about 50° to 80° C., stripping the al-
cohol-diluent solution with recycled hot dilute boric
acid solution, cooling to crystallize said boric acid, and
recovering said boric acid from said cooled solution, in
which said monohydric alcohol is an aliphatic alcohol
containing 6 to about 12 carbon atoms and said diluent

is selected from C;, 17 hydrocarbons, C,.;1 alcohols and
water-immiscible glycol ethers of the formula

XO(CH,),0Y wherein #is 2 or 3 and X and Y are each
selected from hydrogen, lower alkyl and monocyclic
aryl.

2. The process according to claim 1 in which said
monohydric alcohol is 2-ethylhexanol.

3. The process according to claim 1 in which the
volume ratio of monohydric alcohol to diluent is 1 to
0.25-4.

4. The process according to claim 1 in which the
volume of monohydric alcohol to diluent is 1:0.5 to
1:1.3.

5. The process according to claim 1 in which said
mineral acid is sulfuric acid.

6. The process according to claim 1 in which said

reaction product mixture has a pH of about 5.5.
* x L * ¥
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